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Condensation of cyclodleting with Organic acide NL ON 
Nlichenko (NO) Cheruyshesskit: State Vas. Naateyt 
“hie, Odshchet Kae (Po Con. Chen V20, Lake Fp: 
Condensation of cyclotierrne (DP wath AOU under thea 
Huence of ZnCh, AICh, CdCh, CoCh, Ch, Nh, Litt, 
FeCh, CeCh, SaCh, MC3 sand VE FESO. and ILPO, 
(d. 1983) was stuctied. Acils, cipecially HySO,, are much 
more effective than metal suits. The yield of the exter 
reaches a max. of about 6%, when 50% HS, is the eata- 
lyst, after 8-10 hrs. at 97-100°; longer heating leads to 
declining yields: thus this catalyst is comparable to BE, 
Use of 98% H,SO, leads to more tapid reaction aud in 4s hrs 
a Lise yield is reaches no studies on the mas yickd we w 
taude. In 4-hr. reactions in sealed tubes on 2 Stes beth, 
Vand AcOH, in the presence of 10% (by wt.) of the above 
catalysts gave the following % yields: ZuCh 17, AICL TE, - 
CdCh 4.6, CoCt, 5.6, SeCh, BA, CeCl, 23 NIC, LICH, anil 
SoCl, gave 0%. f% H,SO, 38%, and HPO, 2655. SuCh, 
AIC, 2nCh, FeCh, CeCh, and LiCl cue appreviable poly. 
merization of I. In these compurative expts. the product 
was not isolated but the yiclds were detd. by titration of the 
residual acid with standard Ba(OH he Ie Methyleyelen 
hexene, b. 106-8°, d33 0.8026, nif 1.4401 (by delivdrttion 
of 2-methyleyclohewanol; a sitall amt. of 2asemer was ap. 
barently present), heated with ChCCOWME as ubeve bet 
without catalysts gave both the expected ester aint paly 
iweric products from the hydrocarbon. ‘The miax. estenitica: 
tion, 24.4%, occurs in about 8 hrs. at 22-5 o, ame 45 ST. in 
about 14 brs. at 88-00", GM. Kesolapoil 
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* The condensation of cyclotlefins with organic acitis. M. 
N. Tilichenko....J. Gen. Chem. U.S.S.R. 20, S285- 1050) 
CBiigl: translation).—Sce C.A. 45, 702Vc. B.L. M. 
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Condensatiea of formaldehyde with proplophenone. New 
type of condensation of moncketomes with formaidehyde. 
M,N. Filichenko and N. K. Astakhova (N.G. Chery. 
shevskil State Univ., Saratov). Doblady Akad. Nauk 
S.5.8.R. 74, 951-3(1950).-- Condensation of PhCOEt with 
#,CO in the presence of a large excess of the ketone and with 
no free CH permitted to ex:st in the mixt. for an appre- 
ciable time gave a quant. yield of CH CHMeBz), i.e. 
metbylol formation was excluded by utilizing the fact that 
tucthylol derivs. even in mildly alk. media are subject to re- 
version to free CH,O and the original ketone, so that exclu- 
stunt of free CHO from the mixe. makes the existence of the 
tmethylol deriv. very improbuble. To 3 moles PRCOFt in 
ON ale. NaQH (about U.1 mole) was slowly added f mole 
4355 formalin with good stirring ut 70° fufter addu. of 
0.8-1.0 ml. a Rimini test was made and the reaction was 
cuatigued only if the test was neg. (no free CH,O)}, the mixt. 
carefully neutralized with NV HSO,, the heavy oil sepd., and 
the upper layer freed of EtOH and residue extd. with Et,0; 
the combined org. suin., after washing with H,O, yielded un- 
teacted PhCOKt and 97.755 CHA CH MeBe);, b, 193-8°; on 
standing the oil gave a solid fraction, m. 62-3° (from petr. 


ete tee 


7 


ether), bee 2Ug.5* (disemicardazone, Ctl )sNe, decom 

191-3"); the liguid residue Ina 07 LO ar des 
1.0480, ff 1.5470 (dtsemicorbasone decomp. 196-7°5, 
The 2 Products apparently represent the partly resolved 
slereoisomeric forms of the diketone, described only imper- 
fectly by Bauer (C..1. 8, 3011). Be tit-ation failed to reveal 
any enol forms. i G. M. Kosolapoff 
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"Sondensation of Acetone With Formaldehyde ,>"M. N. 
T{lichenko, A. F. Duganova, Lab of Org Chem, Sara- 
tov State U imeni N. G. Chernyshevskiy 


"hur Prik Khim" Vol XXIV, No 11, pp 1196-1201 
ees avtwdenanneshentite ( anhydroennesheptitol) 


(I) by condensation of acetone with HCOH in pres- 


ence of (a) Ba0H, (vb) NaOH. By evapn of ‘aq and 
alc solns of I in presence of small amt of H80),, 


I was easily converted into polyanhydroenneahep- 
tite, while evapn in presence of HCOH resulted in 


formation of acetalized dimer. These compds were 


20kTT 
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JOT REPS Ones boutsoo tous 


s syrups capable of forming 


colorless, very viscou 
(b) was more rapid. Dis- 


gel with H20. Method 
cusses reaction mechanism. 
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"Condensation of Menthone With Formaldehyde," M. 
N. Tilichenko, I. A. Evdokimova, Lab of Org Chem, 
Saratov State U imeni N. G. Chernyshevskly 

"Zhur Prik Khim" Vol XXIV, No 11, pp 1217-1219 


Menthone could be’ easily condensed with HCOH in 


alc medium under action of small amts of NaOH to 
yield inner hemiacetal of (2-methylol-2,2'- di- 
wentholyl)-methane.- Isolated product and pro- 
poses most probable scheme of its formation, 
which differs substantially from Tollens’ scheme 
describing mechanism of condensation of HCOH with 
monoketones (and aldehydes) . 


204710 
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4,8." (p. 1819) 


SO: Journal of General Chemistry, (Zhurnal Obshchei Khimii), 1952, Vor... 22, No. 10 
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TILICHENKO, M.N.; POPOVA, V.Ae 
La le Tt ged 
Chloromethylation of aryl aliphatic ketones, Zhur. Obshchei Ehia. 23, 


118-21 '53. MLRA 6: 
(Ca 48 no.2:637 '54) ( 3) 
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PILICHENKO, By : 
Tila - Chon 
: Formation of eo fe oe In polrcoad == 
of acetophenone with f ee 


Chemical Abst. 


re 

Vol. 48 “0. 9 CUCM CIIn2 + HCHO ~+ C11Bs.Cin.C(BCHe 
May 10, 1954 CihBs).CH..O.Clhy (1). of analogous O-contg. ring stem 
Synthetic R er tures). Ina typical run 1 mole AcPh in EtOH soln. of 0.2 
yntnetic esins and Flastics moles NaOH was treated gradually with formalin ee moles 
CH;O) at 50°, after which the mixt. was neutralized with 


LieSO, and the resinous bottom layer was taken up in Et.0. 
: dried, and evapd., yielding the solid resin of soft glassy 
( character. The product container, 78% C, 6.3% H, 
7 1.K2-1.13959 HO, aut had mol. we. 40, with zero icine no. 
Fractional ppte. frem CCh with petr. ether gave fractions 
whieh changed progressively from bard glasses to viscous 
sirups, the highest n.p. being 1247, Only 5% of high-. 
melting materia) was found, some 41% being the liquid 
form. The higher-melting fractions, were {ne of HO 
gouges, Une lower fractions contin 0.7%5-2.1% HO wroups. 
The imolwt. range was 499-378. The highest-melting 


—— ee 


. 


[raction appears to be cssentlally HsCH.CU;.0. CH. C- 


ee ee ee 


% {CUE Ta), CH 0.C1,.0.CHACE) CHL; the fraction, im. 
1OS.o"%, is E, while the sirinp appears te he essentially (B- 
CHC): CUBS. G2 M, Rosolapoll S 


tr. 


d Eos ; 


Sea 
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USSR/Organic Chemistry - Synthetic Organic Chemistry, E-2 
Abst Journal: Referat Zhur - Khimiya, No 1, 1957, 649 
Author: Tilichenko, M. N. 
Taet butions Here 0974 Task FOSUPIES TVEMN YY UNV « 


aa Title: Condensation of Aldehydes with Ketones. II. Synthesis and Thermal 
Splitting of 1,5-diketones 


Original 
Periodical: Zh. obshch. khimii, 1955, Vol 25, No 13, 2503-2509 


Abstract: The condensation of CH50 (I), CH3CHO (II), propionaldehyde (III) iso- 

a butyraldehyde (IV) with acetophenone (V) leading to the formation of 
1,5-diketones was investigatel. It is proposed to name this reacti:.. 
diketone condensation. The diketones formed subsequently underwent 
thermal splitting at 245-3159; cleavage occurred at the C-C bond in 
the 6 position to the CO-group. The ease of cleavage decreases in 
the order arylidene~, alkylidene-, methylene-diketone. Condensation 
was carried out under the same conditions as described previously 
(Dokl. AN SSSR, 1950, Vol 74, 951). From 12 moles of 34% I and V 
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U3SR/Organic Chemistry - Synthetic Organic Chemistry, E-2 
Abst Journal: Referat Zhur - Khimiya, No i, 1957, 849 « 


Abstract: methylenediacetophenone (VI) was obtained in yields of 33%, 1p 67-68°; 
in addition, the following were formed: dioxime, mp 164-1669; di-2,4- 
dinitrophenylhydrazone, mp 233° (deomposes), II yielded ethylidenedi - 
acetophenone (VII), mp 72-739, dioxime, mp 166-1689; disemicurbazone, 
mp 208-2099. III yields propylidenediacetophenone, mp 85-86 and di- 
semicarbazone, mp 207-2099. IV yields isobutylidenediacetophenone, ° 
mp 140-1419. By reacting NH5OH-HC1 with VII and HCl with the dioxime 
of VII, 2,6-diphenyl-l-methylpyridine (VIII) was obtained; the yield 
in the first case is 92°, mp 66° (from alcohol); in addition a picrate, 
mp 183.5-184.5, is also formed; YIII-HCl, mp 199-2049 (decamposes ); 
VIII+H5S0),, mp 169-1700; VIII-HNO3, mp 172-1740 (decomposes), The 
thermal cleavage of VI yields V and @ resin which is probably formed 
by the polymerization of the vinylphenylketone. VII cleaves inkg V 
and ethyljdeneacetophenone, bp 107-109°/8 mm, 129-1319/20 mn, np 
1.5586, apo 1.02323 benzylideneacetophenone (mp 85°) yielis V and 


benzalacetophenone; n-dimethyl aminobenzylidenediacetophenone (mp 
{2h-125°) gives V and n-dimethyl aminobenzalacetophenone, mp 113- 
114° (from alcohol); methylidenedipropiophenone (bp 207.5-211.59/ 
2.5 mm) yields isopropenylphenol ketone. 
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20~119--6-30/56 


AUTHORS: Tilichenko, Me Ne, Vysotskiy, Y. I. 
ee 
TITLE: The Action of Formamide on Igomeric Methylene-Dicyclohexanone 


and Tricyclohexanolone (Deystviye formamida na izomarnyye 
metilenditsiklogeksanon i tritsiklogeksanolon) 


PERIODICAL: (eee) Akademii nauk SSSR, 1958, Vol. 119, Nr 6, ppe 1162-1163 
USSR 


ABSTRACT: When the authors acted upon the two latter compounds described 
in a previous work (Ref 1) with formamide, they obtained 
the same compounds under the conditions of the Leykart-re~ 
action, that is to says Simm-octohydroacridine and perhydro- 
acridine. This fact proves that tricyclo-hexanolone isomerizes 
into methylene-dicyclohexanone The process proceels with 
a sufficient speed in order to prevent the products of hydro- 
amination of tricyclohexanolone from forming. The ijietermined 
reaction is interesting also in preparative respects: it pro- 
ceeds considerably easily and in a good yield (about 80 %) 
of bases, and is easily accessible, as well with regard to 
Card 1/2 the technique of performance, as to the initial substancese 
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20-119-6--30/56 
s The Action of Formamide on Isomeric Methylene-Dicyclohexanone and Tricyclo- 
hexanolone 


This is the first example of applying the Leykart~reaction 
to the alicyclic 1,5-dike tones. Formerly, it only cculd be 
applied to 1,5-diketones of the aliphatic and aryl-aliphatic 
series (Refs 6, 7). Then follows an experimental part with 
usual data. There are 9 references, 3 of which are Soviet. 


ASSOCIATION: Saratovsakiy gosudarstvennyy universitet im. Ne G. therny- 
shevskogo 
(Saratov State University imeni ¥, G, Chernyshevskiy) 


PRESENTED : December 23, 1957, by Bo Ae Kazanskiy, Member, Acalemy of 
Sciences, USSR 


SUBMITTED : June 27, 1957 


Card 2/2 
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5(3) s0Vv/156-59--2-26/48 
AUTHOR: __ Tilachenko, M. 
TITLE: The Acid Condensation of Benzal piacetophenone With Benzalde- 


hyde (Kislotnaya kondensatsiya penzal'diatsetofenona ] 
Bee Ni geeidon) 


PERIODICAL: Nauchnyy e@ doklady vysshey shkoly. Khimiya 4 khimicheskaya 
tekhnologiya, 1959, Nr 2: PP 318-321 (USSR) 


ABSTRACT: The condensation mentioned in the title led in a 30lution 
combined with sulfuric acid to the formation of 1,2,4-tri- 
phenyl-3,5-dibenzoyl-cyclopen tent the structure of which was 

investigated in detail by systematic geparation. In the 
condensation in hydrochloric acid also the hydrochloride of 
the mentioned compound is formed. in connection vith the 
separation of the added HCl, a mixture of geometric isomers 
of dibenzylidene venzal diacetophenone, 4 yellow not crys~ 
tallizing powder, forms probably as a result of “ihe split- 
ting up of rings: Og, 008 CHC ci, 


CgH.CH 


card 1/2 CgH,COC=CHCH.- 
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50V/156-59-2- 26/48 
The Acid Condensation of Banzel Diacetophenone With Benzaldehyd2 


The experimental part mentions the operations of condensation 
and preparation in a pure state carried out under the assistance 
of V. P. Romanova and E. Yu. Drozdova as well as the analyti- 
cal and physical data of the compounds obtained. There are 

7 references, 3 of which are Soviet. 


ASSOCIATION: Kafedra organicheskoy khimii Saratovakogo gosudarstvennogo 
universiteta im. N. G. Chernyshevskogo 
(Chair of Organic Chemistry, Saratov State University imeni 
N. Ge Chernyshevskiy) 


SUBMITTED: November 20, 1958 


card 2/2 
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5(3) scv/79-29-6-29/72 
AUTHORS : _Tilichenko, Me N., Kharchenko, V. G. 
TITLE: Condensation of Aldehydes and Ketones (Kondensatsiya al'degidov 


i ketonov). III. Diketone Condensation of Cyclohexanone ‘ith 
Benzaldenyde, a New Way of Condensation of Alicyclic Ketones 
With Aromatic Aldehydes (III. Diketonnaya kondensatsiya tsiklo- 
geksanona 8 penzal 'degidom (novyy vid uplotneniya alitsikliches- 
kikh ketonov s aronaticheskimi al'degidami)) 


PERIODICAL: Zhurnal obshchey khimii, 1959, Vol 29, Nr 6, 
pp 1909 - 1911 (USSR) 


ABSTRACT: The authors had already previously found (Ref 1) that the mono- 
arylidene-cyclanones are easily dimerized in alcoholic-alkaline 
. media, and that the diarylidene-cyclanones add with the same 
readiness a molecule of cyclohexanone. Both reactions represent 
a condensation according to Michael (Scheme 1). Vonsidering 
this fact it was not clear to the authors that in many papers 
(Refs 2-6) dealing with the condensation of the cy2lanones with 
aromatic aldehydes only products of the aldol-croton condensa- 
tion were described and that nobody observed the formation of 
card 1/3 the 1,5-diketones (I). The reason for this fact having been 
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overlooked was, according to their opinion, that the aldol- 
croton condensation of the alicyclic ketones of the cyclohexanone 
type with benzaldehyde and other similar aldehydes, which 
ugually takes place in alkaline-aqueous media, proceeds ex- 
tremely readily, in which connection the products escape reaction 
owing to their small solubility in the media mentioned. The 
products of the aldol-croton condensation thus incidentally 
proved merely to be end procucts of the reaction. O1 the basis 

of this assumption, deriving from cyclohexanone and benzalde- 
hyde, the condensation was carried out in a way that the mono- 
and dibenzal-cyclohexanones remained in the solution when being 
formed, In this way white crystals of compound (I) (ArsC 6H.) 


recrystallize from the reaction solvent after storing for 

2-3 days, according to the concentration of the alkali liquer. 
The diketone condensation (Ref 7) was thugs shown to apply also 
to the condensation ranze of the alicyclic ketones with aromatic 
aldehydes. In the reaction products in addition to the diketone 
(I) also the nonanonol (If) was found (Scheme 2). From this 

it may be concluced that the reaction mixture contains only 
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a small quantity of monobenzal-cyclohexanone and ‘hat the forma- 
tion of 1,5-diketone (1) takes place inainly according to the 


Michael condensation of cyclohexanone with the ‘cesultant inter~- 
mediates. There are 6 references, 4 of which are Soviet. 
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AUTHORS: Tilichenko, M. H-., Kaarchenko, 7. G. 307/79 -29-6-30/72 
TITLE: Condensation of Aldehydes and Ketones (Kondensatsiya al'degidov 


i ketonov). IV. The Phenomenon of Furfurolysis in vhe Alkaline 
Condensation of Ketols and of 1,5-Diketone With Fucfurole (IV. 
Yavleniye furfuroliza pri shchelochnoy kondensatsii ketolov i 
1,5-diketona 3 furfurolom) 


PERIODICAL; Zhurnal obshchey khimii, 1959, Vol 29, lir é, 
pp 1911 ~ 1914 (USSR) 


ABSTRACT: The authors previously observed (Refs 1,2) the interesting 
phenomenon that the compounds (I), (II), and (III) are rather 
readily transformed by furfurole to yield difural-cyclohexanone 
(IV) according to schene 1. This splitting-up can be regarded 
as a furfurolysis, since the above compounds are not transformed 
under the same conditions without the addition of furfurole. 

It is of interest that such a splitting-up does not take place 
under the influence of benzaldehyde. The chemism of this process 
can be considereG a combination of two main reactions: hy¢cro- 
lysis and condensation of the hydrolysis products with furfurole 
(Scheme 2(a,b)). Cyclohexanone and fural cyclohexanone, the 


Cara 1/2 products of reaction (b) are condensed with furfurole thus 
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yielding difural cyclohexanone. The alkaline cleavage of the 
cyclic #-ketols (cyclohexanoles) into the 1,5-diketones was 
observed by W.Dietemann and K.Fischer (Ref 4) and also by N.S. 
Berbulesku (Ref 5). This reaction seeus to be opposite to the 
intramolecular aldol condensation which is in principle in the 
game way reversible as the intermolecular aldol conc.ensation 
(Refs 6,7,9). Scheme 2(a,b) explains this furfurolysis as a 
process in which the furfurole binds the hydrolysis products 
(I),(II), and (III) with formation of the stable difural cyclo- 
hexanone (IV) sparingly soluble in alcoholic medium. Thus the 
equilibrium in the system is shifted towards the latter compound. 
In these processes the problem remains to be solved why no ana- 
logous splitting-up takes place under the action of benzaldehyde. 
There are 7 references, 4 of which are Soviet. 
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TITLE: Condensation of Aldehydes and Ketones (Kondensatsiye al'degidov 


4 ketonov). V. Synthesis of 9-Phenyl-perhydroacridine by the 
Action of Formamide Upon Phenyltricyclohexanolone (v. Sintez 
9-fenil-pergidroakridina deystviyen formamida na feniltri- 


tsiklogeksanolon) 
PERIODICAL: Zhurnal obshchey khimii, 1959, Vol 29, Nxr.7, pp 2379-2372 
(ussR) 
ABSTRACT: M. N. @ilichenko and V. I. Vysotskiy described the reaction of 


formamide with tricyclohexanolone (I) (Ref 1), which is the 
simplest representative of the carbonyl bridge ketols. The au- 
thors obtained these ketols by the diketone-condensation of 
cyclohexanone with aldehydes (Refs 2-4). The ketol (I) was 
isomerized previously to give the 1,5-diketone (III) by heating 
with formamide, which then reacted with formamide yielding per- 
hydro-(V)- and aynmetric octahydro-acridine (VII). Phenyltri- 
cyclohexanolone was eagily prepared by the condenss.tion of 
cyclohexanone with benzaldehyde (Ref 3) or monobenzalcyclo- 
hexane (Ref 3). It reacted similarly on heating with formamide 
Card 1/2 and gave 9-pheny lperhydroacridineW1)and not the expected oxy- 
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of 9-Phenyl-perhydroacridine by the Action of 
Formamide Upon Phenyltricyclohexanolone 


amine (VIII). Strangely enough the formation of the correspond- 
ing octahydroacridine, as was the case with the ketal, did not 
take place. The question os to whether thie was due to tho ine 
fluence of the CHo-eroup, or to a slight difference in the 


reaction conditions must still be investigated. The structure 
of 9=phenylperhydroacridine was verified by dehydrogenolysis 
over Pd/C to 9-phenylacridine. Although the reaction required 
a high temperature (320°), it proceeded smoothly and so quanti- 
tativay as to be conclusive for identification of the hydro- 
acriljine (6.6 Mol H of the theoretical 7 Mol hydrogen were 
separated). There are 7 references, 6 of which are Soviet. 
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2 Isomeric Forms of 9-Methylperhydroacridins 


PERIODICAL: Izvestiya vysshikh uchebnykh zavedeniy. Khimiya i khimicheskaya 
tekhnologiyea, 1960, Vol 3, Nr 1, pp 130-131 (USSR) 


TEXT: The method mentioned in the title is based on a fusion of methyl-tricyclo- 
hexanolone (I) with hydroxylamine hydrochloride without a solvent Scheme). 

A decycloketolization of ketol (I) to ethylidene-dicyclo~hexanone (II) is as- 
sumed to take place at first. Only this (II) is transformed to symm-9-methylocta- 
hydroacridine (III) under the action of hydroxylamine hydrochloride. This is the 
first example for a transformation of P-cyclo-hexanolone into a pyridine base by 
hydroxylamine hydrochloride. The separation of 9-methylperhydroacridine into 2 
isomeric forms was obtained by crystallization of its hydrochloride from acstone 
to which a small quantity of alcohol was added. The two forms are obviously one 
of the theoretically possible pairs of cis- and trans-isomers of this compound, 
The experimental part offers characteristics and constants of the substances 
produced. There are 6 references, 4 of which are Soviet. 
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ABSTRACT “kminocganiding ‘§ “-bicyclanones of the order of methylene=2,2'- .. 
dicyclohexanone has been accomplished by the method of Ke Ps Gelinakiy and ‘te 
Stadnikov (ZhRKHO, 39, 722, 1722s 1906), and 11, ig-dicyanoperhydroaoridine as 
obtained. Analytically determined content (4) was: © 73-8, 74.01; 2 8.85, 8.76; 
q N 17-19, 17-19- The calculated ecntent (%) was: C 74.07; il 9.64; H 17-29. The 
‘ _ verification of the reaction and the behavior of its product with H,50 4 ore briefly 


described. It ia noted cyanorgrvups enter the mclecules, 
whercas in the process of hydrocyaniding on 2 as is reperted by 
Mi, Ns Tilichenko and ¥. A. Keminskiy (ZnOKh, 34+ 
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i N. Barculescu). 
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S§/080/53/036/001/019/026 
D204/D307 


AUTHOR: Tilichenko, M.N. 
pra ORO EE Ayan eens 

TITLE: Synthesis and some properties of poly- 
methylene polycyclohexanone (I) 


PERIODICAL: ! Zhurnal prikladnoy khimii, v. 36, no. 1, 
© 1963, 192 - 195 


TEXT: The present work is the 3rd communication 

in a series of studies of 6&-polyketones. Compound I was pre- 
pared by adding 9 ml of 34 % formalin to 10 g@ of cyclohexanone 

and 20 ml of 0.5 N alcoholic NaOH, at 70 - 75°C, over 30 min, 

with virgorous stirrinme. After cooling, the reaction mixture was 
neutralized with 5 ml of 10 % HCl ( to a weakly acid reaction 

to Conro red ). The resulting solid product (9.5 g) was washed 
with water by decantation and wan driad in vacuo. The compound Y 
was white, amorphous, soluble in benzene but almost insoluble 

in cold alcohol, and hod a melting range from 116 to 159°C, A 
second fraction was obtained from the mother liquor by evaporating 
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off alcohol and adding water. The ir spectrum of I was charac- 
terized by 1725 em-', 2926 cm-1 and 2860 cm-1 bands (C=O and 
-CHy-froups). The compound exhibited halochromic effects in 
conc. H5S0, and in 85 % HCOOH, giving red colorations. The 
reaction with HCOOH is characteristic of polyketones of struc-— 


ture I, i.e. [CO aa | C) There are 2 figures. 
es \ 
oO [e} , 


n 


\—. 


ASSOCIATION: Kafedra organicheskoy khimii Dal'nevostochnogo 
rosudarstvennogo universitcta, Vladivostok 
(Departmentment of Organic Chemistry of the 
Far East State University, Vladivostok) 


SUBMITTED: -Aumust 7, 1961 
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'. AUTHOR: Tilichenko, M._N Nes Domanyuk, vt. Me 
ee 


“TITLE: Functional reactions of polymethylene-~ igcvetohannnce 
: SOURCE: / Zhurnal. priklednoy Khimtt, va 36, no I, 1963, 890-895 


=> TOPIC: “TAGS: ee ~-yolymathylenespolycyclohexanone; -‘earbonyl- reagents; CO=eHsepE; oe 
" dinitrophenylhydrazine, hydroxylamine, pernydroacridine, octahydroacridine . 
e.. * 
ABSTRACT: The authors studied reactions of polymethylene=polycyclohexar one : 
- (PMPC) with some carbonyl reagents. Only the two terminal carbonyl grovps of 
- PMPC reacted with 2, 4-dinitrophenylhydrazine, while 40-60% of the CO-grcups in 
- the chain reacted with hydroxylamine. In a modified Leuckart reaction with 
' formamide, PMPC gave an almost quantitative yield of the perhydroacridire. The 
- polyketone was dissolved in a 1:1 mixture of glacial acetic acid and 85% formic 
acid with gradual addition of formic acid and heated to 16CC for 10 hours so 
thet the acid was distilled over. PMPC gave the octahydroacridine in the 
Chichibabin reaction with amcnium acetate in glacial acetie acid. IR spectra. 
of all compounds are presented, Both the perhydroacridine and octahydrcacridine : 
hed an antihypnotic action on, the central nervous } system and were effective 
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ASSOCIATION: Laboratoriya degaiaicneanaes: sinteza disk avon sinens fitistea Sibi. 
rskogo otdeleniya AN SSSR (Laboratory of Organic Synthesis, Far es 
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te : 8/081/62/000/021/015, 1069 
B156/B101 


AUTHORS : Tilicenko, M. N., Badita, Gh., Barbuleacu, N. 
eee 


TITLE: Condensation of cyclohexanone with isovaleraldehyda 


PERIODICAL: Referativnyy zhurnal. Khimiya, no. 21, 1962, 141, abstract 
21Zh95 (An. Rom.-Sov. Ser. chim., Ve. 16, now 4, 1961, 31 = da 
Rum.; summary in Russ.]) : 


TEXT: When cyclohexanone (I) is condensed with (CH, ) CHCH,CHO (II), the 


normal products of diketonic condensation are formed: aeisoanylidene 
cyclohexanone (III), ayarisoanylidene-bis-cyclohexanone (IV) and (V): 


CH,CH(CH, ), 


co (V) . Evidently substitution in the Y-position of the aldehyde 


OK / 
only reduces the reacting power of the intermediate product III by com- 
parison with that of the product of condensation of I with (CH, )CHCHO. 
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Reduction of III resulted in the production of isoamyl cyclohexanone (VI). 
Ozonization showed that a, -C=C-bonds were present. III is converted into 
V by the Michael reaction. When V is distilled in vacuo in the presence 
of OH ions, it is converted into IV, forming two dioximes with melting 
points of 162 - 184°C (VIIa) and 146 - 148°C (VIib). The saturation of a 
solution of VIIa in a mixture of CcHe and alcohol with HCl provides 9-iso0- 


butyl octahydro acridine (VIII). Within 4 hrs, 1.5 moles of II are added 
to 5 moles of I in 500 ml of 1 N NaOH in boiling alcohol; after 12 hrs 
~ 3/4 of the solvent is distilled off; six daya later, 40 % of V, C,.Hyg0ps 


mep. 162 - 1630C (from benzene), is separated. The filtrate is neutralized 
using phenolphthalein as an indicator), and 401 g of an oily liquid is 
drawn off with ether; distilling this liquid produces 17.5 g III, ©,,H,,0, 


20 20 11°18 
bep.e 98 - 100°C/1 mm He, ny 124800, a,” 0.9417, semicarbazone (SC}, m.p. 
150 = 1520C (from alcohol), and 6 % IV, bep. 198 - 201°C/mm xg, nx” 1.5080. 
If the IV separated is treated with 40 m] of an alcoholic solution of NaOH, 


31 g V are obtained. If 5 g III are hydrogenated in 10 ml absolute alcohol 
over 0.5 g of Pt-catalyst (760 mm, 9°C, 3.5 hrs, 670 al Ho)» 4.7 @ VIy 
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8/081/62/000/021/015/69 
Condensation of cyclohexanone with... , B156/B101 

C, 4H is separated, b.p. 95 - 96.5°C/2.5 mm Hg, n20 1.4580, ao 0.9085; 
SC, mepe 139 = 140°C (from alcohol). Ozonized 0, (5 % 0;) is passed 
through 5 g III in 20 ml CHCl, at 70°C for 4 hrs. The result is left for 


12 hrs and cooled gradually to 200°C; at 47°C 10 ml water are added and the. 
CHC1, and the II formed during the ozonizing are distilled off with vapor 


(II is identified as a dimedone derivative: after separating the bisulfite 
derivative from the organic layer of the distillate); the residue is found 
to contain adipic acid, mop. 149 ~ 1519G, To 5 @ III and 10 g I at 24°C 
are added 10 ml of 1 N NaOH in altohol (in 10 min, the temperature in- 
creases to 40°C); six days later, V is drawn off by adding water. 100 8 un- 
purified ¥ are distilled in vacuo, and 95.5 g IV are obtained, b.p. 


208 ~ 210°C/5 mn He, ne 1.5010. 90 ¢ IV are added to a solution of 90 g 
crystalline CH, COONa and 60 g NH,OH*HC1 in 500 ml 90 % alcohol; the mixture 
is boiled for 20 min, 200 ml of the solvent distilled off, and separation ra 


carried out in 11 water; the result is 96 % of a mixture of VIIa and V 
VIIb, C578 gNa005 rocrystallization from the alcohol produces 60 g VIIa ~ 
Card 3/4 
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